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(54) AN ELECTROLYTIC TREATMENT DEVICE FOR PREPARING PLASTIC PARTS TO BE 
METALLIZED AND A METHOD FOR ETCHING PLASTIC PARTS

(57) The present invention refers to an electrolytic
treatment device having an anodic compartment com-
prising a non-chromium(VI) etching solution to be treated
and immersed therein an anode. The anodic compart-
ment is separated by a membrane from a cathodic com-
partment comprising a cathodic solution comprising an

inorganic acid, wherein the anode and the cathode are
used comprising or consisting of a ternary or higher Pb
alloy with Sn and at least one further metal selected from
the group consisting of Sb, Ag, Co, Bi and combinations
thereof. Moreover, a method for etching plastic parts is
provided as well.



EP 3 825 441 A1

2

5

10

15

20

25

30

35

40

45

50

55

Description

[0001] The present invention refers to an electrolytic treatment device having an anodic compartment comprising a
non-chromium(VI) etching solution to be treated and immersed therein an anode. The anodic compartment is separated
by a membrane from a cathodic compartment comprising a cathodic solution comprising an inorganic acid, wherein the
anode and the cathode are used comprising or consisting of a ternary or higher Pb alloy with Sn and at least one further
metal selected from the group consisting of Sb, Ag, Co, Bi and combinations thereof. Moreover, a method for etching
plastic parts is provided as well.
[0002] For metallization of plastic parts, a pre-treatment step is necessary to create sufficient roughness and anchoring
points at the surface of the plastic part. This pre-treatment is called etching. Subsequently, the metallization by sensiti-
zation of the surface and electroless deposition can be conducted.
[0003] For many years, the etching solution was based on a mixture of chromic acid and sulfuric acid. Out of safety
reasons it is now better to avoid the use of toxic compounds like hexavalent chrome and chromic acid. Due to the REACH
regulation, chromic acid has to be avoided. Out of these reasons new etching solutions have been developed which are
free of hexavalent chromium.
[0004] One of the most efficient chromium VI free etching solutions is a mixture of permanganate with inorganic acid.
However, the main problem of permanganate is its limited long-term stability, in particular at high temperatures and at
an acidic pH.
[0005] Hence, there is a need to add a co-oxidant like periodate to the etching solution in order to re-oxidize the lower
valence manganese products. However, after a certain period, all the periodate is reduced to iodate. To counter this
effect, an electrolytic treatment of the solution is necessary to recover the periodate concentration and re-oxidize the
iodate to periodate. This can be performed internally in the etching bath or parallel in a separated re-oxidation module.
The oxidation of iodate to periodate will take place at the anode which is immersed in the etching solution. The cathode
is separated from the etching solution by a membrane to prevent reduction of the etching solution.
[0006] Lead alloy anodes/cathodes are currently the preferred choice for this application as they are conductive,
economical and relatively stable in solutions having a high oxidant concentrations and a low pH. The main drawback of
this type of anodes/cathodes is the formation of a precipitate on their surface which restricts the performance of the
oxidation process and renders necessary the cleaning of the anode/cathode.
[0007] JP 5403535 describes a method of electrolytically treating an etching solution containing a manganese salt as
an active ingredient. The method refers to treating an etching solution electrolytically by using an electrolytic treatment
apparatus having a cathode chamber separated from an etching solution to be treated by a cation exchange membrane
made of a perfluorosulfonic acid resin and anodically oxidizing an etching solution having an increased concentration
of a halogenate.
[0008] JP 2006225693 describes a method of electrolytically oxidizing an aqueous solution containing iodine and/or
iodic acid by an electrolytic process to produce periodates, more specifically, in the electrolytic process, an insoluble
iodate or the like insoluble on the anode surface.
[0009] Clancy, M., C. J. Bettles, A. Stuart, et N. Birbilis. 2013. « The influence of alloying elements on the electro-
chemistry of lead anodes for electrowinning of metals: A review ». Hydrometallurgy 131-132 (janvier): 144-57 describes
the alloying elements used in lead alloy anodes and their effects on the electrochemistry and metallic properties of those
alloys.
[0010] When starting from this prior art it was therefore the objective of the present invention to provide an electrolytic
treatment device having an anode that is efficient for the re-oxidation process and shows low dissolution in the etching
solution. Moreover, the process should be easy to handle and cost-effective. The process is applied at industrial level,
lead anodes are heavy obviously for their density, so their maintenance (cleaning, substitution...) must be limited in
frequency.
[0011] This problem is solved by the specific lead alloy employed in the electrolytic treatment device with the features
of claim 1 and the method for etching plastic parts with the features of claim 8. The further dependent claims describe
preferred embodiments.
[0012] According to the present invention an electrolytic treatment device is provided which comprises

• an anodic compartment comprising a non-chromium(VI) etching solution as anolyte and immersed therein an anode,

• a cathodic compartment comprising a cathodic solution comprising an inorganic acid as catholyte and immersed
therein a cathode, and

• a membrane separating the anodic from the cathodic compartment.

The anode and/or the cathode of the device comprises a ternary or higher Pb alloy (e.g. a quaternary Pb alloy) with Sn
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and at least one further metal selected from the group consisting of Sb, Ag, Co, Bi, and combinations thereof.
[0013] It was surprisingly found that the use of a ternary or higher lead alloy with Pb, Sn and at least one further metal,
allows the generation of a stable PbO2 catalytic layer on the surface of the anode in an acidic etching environment with
a better performance compared to known binary lead alloys. The performance of the PbO2 catalytic layer (formed on
the anodic surface) is monitored by the capacity to oxidize the iodate in function of both the energy given to the re-
oxidation module and the time. This is defined as the re-oxidation module rate, measured in g of iodate reoxidized by
Ah applied. The stability of the ternary or higher alloy is also evaluated by measurement of its dissolution (the weight
loss of the anode) in function of the immersion time in the high oxidant and acidic medium.
[0014] In a specific embodiment, the third metal is Sb. In a specific embodiment, the third metal is Co. In a specific
embodiment, the third metal is Ag. In a specific embodiment, the third metal is Bi. Moreover, in case of a quaternary
alloy, a specific embodiment comprises the third metal is Sb and the fourth metal is Ag, Bi or Co.
[0015] In a preferred embodiment, the alloy comprises from 85 to 95% Pb, preferably from 87 to 93% Pb, more
preferably from 89 to 92% Pb.
[0016] In a preferred embodiment, the alloy comprises from 0,5 to 10% Sn, preferably from 1 to 8% Sn, more preferably
from 1,5 to 7% Sn.
[0017] In a further preferred embodiment, the alloy is a ternary alloy and comprises from 0,05 to 10% of the third metal,
preferably from 0,5 to 8% of the third metal, more preferably from 1 to 7% of the third metal.
[0018] A further preferred embodiment of the inventive etching solution comprises

• 47-74 wt% of at least one inorganic acid,
• 2,2-3,8wt% of at least one metaperiodate salts, preferably sodium metaperiodate,
• 0,01-0,06 wt% of at least one manganese salt,
• 0,01-0,64wt% of at least one iodate salt, preferably sodium iodate and
• water up to 100%.

In a preferred embodiment, the inorganic acid of the anolyte and/or the catholyte is phosphoric acid or sulfuric acid,
preferably phosphoric acid.
[0019] Moreover, according to the present invention, a method for etching plastic is provided with the following steps:

a) providing the electrolytic treatment device of any of the claims 1 to 6,

b) immersing a plastic part in the etching solution as anolyte in the anodic compartment chamber, and

c) applying a current from 1 to 8 A/dm2 for re-oxidising the iodate to periodate in the anodic compartment.

[0020] It is preferred that during step c) the iodate in the etching solution is reoxidised to periodate.
[0021] In a preferred embodiment, the cathodic solution comprises a phosphoric acid. The anolyte (i.e. the etching
solution) preferably comprises 54-74 wt%(weight percentage) phosphoric acid, 0-0,64 wt% Na iodate, 2-4 wt% Na
metaperiodate, 0,01-0,06 wt% manganese salts, and water up to 100 wt%.
[0022] In a preferred embodiment, the temperature during the etching step is comprised from 50 to 80°C, more pref-
erably from 60 to 70°C.
[0023] In a preferred embodiment, the re-oxidation rate of the module to re-oxidize the iodate to metaperiodate following
this method is from 0,1 to 1 g/Ah, preferably from 0,2 to 0,8 g/Ah, more preferably from 0,3 to 0,6 g/Ah.
[0024] The re-oxidation rate refers to iodate oxidation and is measured at a specific flow of anolyte circulation between
the etching tank and the anodic module compartment. It is measured from the concentration of iodate and periodate
present in the etching bath before applying the current and the second measurement after different Ah applied to the
module. Those concentrations can be measured by titration or by high-performance liquid chromatography (HPLC).
[0025] It represents the capacity to re-oxidize the iodate according the given energy to the electrolytic cell. A part of
this energy serves to oxidize the iodate and the other to produce oxygen. The ideal solution would be that all of the
energy was used to oxidize the iodate, but depending on the anode performance, more or less oxygen will be developed
at the anode surface.
[0026] The dissolution of the anode immersed in the etching solution without any current applied is preferably from
0,1 to 3 g/dm2 day, more preferably from 0,1 to 2 g/dm2 day, and even more preferably from 0,1 to 1 g/dm2 day.
[0027] It is preferred that the dissolution of the anode immersed in the etching solution (applied current from 0,8 to
1A/dm2) is from 0,05 to 0,8 g/dm2 day, more preferably from 0,05 to 0,7 g/dm2 day, and even more preferably from 0,05
to 0,6 g/dm2 day.
[0028] The dissolution of the anode is measured by the weight loss of the anode over the immersion time in the etching
solution.



EP 3 825 441 A1

4

5

10

15

20

25

30

35

40

45

50

55

[0029] With reference to the following figures and examples, the subject-matter according to the present invention is
intended to be explained in more detail without wishing to restrict said subject-matter to the specific embodiments shown
here.
[0030] Fig.1 shows different anodes after different exposition into re-oxidation conditions and with different operating
conditions:

A) Pb91 Sb2 Sn7 anode as raw material, before use
B) Pb91 Sb2 Sn7 anode after immersion in etching anolyte applying 3A/dm2 for 10 hours during workday and 0A/dm2

for 14hours during pause at night
C) Pb91 Sb2 Sn7 anode after immersion in etching anolyte applying 3A/dm2 for 10 hours during workday and 1A/dm2

for 14hours during pause at night
D) Pb90 Sn10 anode after immersion with 3A/dm2 during workday and 0A/dm2 during pause at night

[0031] Fig.2 shows a HPLC chromatogram used for the measurement of the concentration of iodate and periodate.
The retention peak for iodate can be observed on the chromatogram at 2,5 minutes and the retention peak for periodate
at 5,1 minutes.

Examples

Preparation of the etching bath

[0032] The etching bath is prepared with the compounds found in the following table 1.

[0033] The bath temperature should be maintained around 60 to 70 °C.

Use of the anode

[0034] The anodes and cathodes are immersed respectively in the anodic and cathodic compartment and connected
to the rectifier. The electrolytic treatment device is powered on at 3A/dm2 and the anolyte is circulating from the etching
tank to the anodic compartment at 4L/min flow. Different compositions of anodes were used during those tests and they
are listed in table 2 below. Some of the anodes are presented on Fig 1.

Table 1

Compounds Concentration Concentration range

KMnO4 0,03wt% 0,01 - 0,06wt%

NalO4 3,20wt% 2,2 - 3,8wt%

Phosphoric acid 85% 67wt% 54,0 - 74,0wt%

NalO3 0,6wt% 0 - 0,64wt%

H2O Up to 100wt% Up to 100wt%

Table 2

Anode composition Reoxidation rate Dissolution Anode surface 
cleaning

Pb (99,9) Continuous 0,2 g/Ah over Ah 
applied

0,9 g/dm2 day High dissolution rate Not necessary
Thin black powder and problem of bath 
filtration

Pb/Sn (90/10) From 0,6 to 0 g/Ah in 60Ah 0,04 g/dm2 day Cleaning every 
60Ah

Pb/Ca/Sn 
(98,5/0,05/1,4)

From 0,6 to 0 g/Ah in 6h 0,04 g/dm2 day Cleaning every 
60Ah

Pb/Sb (95/5) Continuous 0,5 g/Ah over Ah 
applied

0,88 g/dm2 day High dissolution Not necessary
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[0035] The anode dissolution is measured by the weight loss of the anode over the course of the experiment.
[0036] The re-oxidation rate has been measured by HPLC using a Symmetry C18 4.6x250mm 5mm (Waters) column
and a detection at 220 nm. The result of such measurement are presented on Fig 2.
[0037] The results of our test show that we have obtained the best result with the Pb/Sn/Sb anode. They have a good
re-oxidation rate with a low dissolution and the lowest maintenance of all the tested anodes.

Claims

1. An electrolytic treatment device having

• an anodic compartment comprising a chromium(VI) free etching solution as anolyte and immersed therein an
anode,
• a cathodic compartment comprising a cathodic solution comprising an inorganic acid as catholyte and immersed
therein a cathode,
• a membrane separating the anodic from the cathodic compartment

characterised in that the anode and/or the cathode comprise a ternary or higher Pb alloy with Sn and at least one
further metal selected from the group consisting of Sb, Ag, Co, Bi, and combinations thereof.

2. The device according to claim 1, characterised in that the at least one further metal is Sb, Bi or Ag.

3. The device according to any one of claims 1 or 2, characterised in that the alloy comprises from 85 to 95 wt.-%
of Pb , preferably from 87 to 93 wt.-% Pb, more preferably from 89 to 92wt.-% Pb.

4. The device according to any one of claims 1 to 3, characterised in that the alloy comprises from 0,5 to 10 wt.-%of
Sn, preferably from 1 to 8 wt.-% Sn, and more preferably from 1,5 to 7 wt.-% Sn.

5. The device according to any one of claims 1 to 4, characterised in that the alloy comprises from 0,05 to 10 wt.-%
of the third metal, preferably from 0,5 to 8 wt.-% of the third metal, and more preferably from 1 to 7wt.-% of the third
metal.

6. The device according to any one of claims 1 to 5, characterised in that the etching solution consists of

• 47-74 wt% of at least one inorganic acid,
• 2,2-3,8wt% of at least one periodate salts, preferably sodium metaperiodate,
• 0,01-0,06 wt% of at least one manganese salt,
• 0,01-0,64wt% of at least one iodate salt, preferably sodium iodate, and
• water up to 100%.

7. The device according to claim 6, characterised in that the inorganic acid of the anolyte and/or the catholyte is
phosphoric acid or sulfuric acid, preferably phosphoric acid.

8. Method for etching plastic parts with the following steps:

a) providing the electrolytic treatment device of any of the claims 1 to 7,
b) immersing a plastic part in the etching solution as anolyte in the anodic compartment chamber, and

(continued)

Anode composition Reoxidation rate Dissolution Anode surface 
cleaning

Pb/Sn/Sb (91/7/2) Continuous 0,5 g/Ah over Ah 
applied

0,22 g/dm2 day Not necessary

Pb/Sn/Ag (91/7/2) From 0,5 to 0g/Ah in 3000Ah 0,20 g/dm2 day Cleaning every 
3000Ah
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c) applying a current from 1 to 8 A/dm2 for re-oxidising the iodate to periodate in the anodic compartment.

9. The method of claim 8, characterised in that the temperature during step c) is from 50 to 80°C, preferably from
60 to 70°C.

10. The method according to any of claims 8 or 9, characterised in that the re-oxidation rate to re-oxidize the iodate
to metaperiodate is from 0,1 to 1 g/Ah, preferably from 0,2 to 0,8 g/Ah, more preferably from 0,3 to 0,6 g/Ah.

11. The method according to any one of claims 8 to 10, characterised in that the dissolution of the anode immersed
in the etching solution without any current applied is from 0,1 to 3 g/dm2 day, preferably from 0,1 to 2 g/dm2 day,
more preferably from 0,1 to 1 g/dm2 day.

12. The method according to any one of claims 8 to 11, characterised in that the dissolution of the anode immersed
in the etching solution with a current from 0,8 to 1A/dm2 current applied continuously is from 0,05 to 0,8 g/dm2 day,
preferably from 0,05 to 0,7 g/dm2 day, more preferably from 0,05 to 0,6 g/dm2 day.

13. Use of an electrolytic treatment device of any of claims 1 to 7 for maintain stable the performances of an etching
solution and capacity to oxidise plastic parts.
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